mmol, 1.0 eq). 5 mL of Et 3 N was added, causing the solution to turn dark red in color, and the heterogeneous reaction mixture was stirred at ambient temperature for 24 h during which time the reaction became homogeneous. The mixture was concentrated under reduced pressure, the residue was redissolved in MeCN, and the solution was reconcentrated to a dark red oil. The residue was taken up in CH 2 Cl 2 and filtered through celite in order to remove a dark brown precipitate. The filtrate was concentrated, and the product was purified by successively redissolving the material in 10 mL of acetonitrile, precipitating the product with 200 mL of Et 2 O, and decanting the solution away from the precipitated material. C, 33.20; H, 5.31; N, 14.75; Found: C, 33.37; H, 5.21; N, 14.68 .
[Ni(
Me dopn)Zn(Me 3 TACN)(MeCN)](ClO 4 ) 2 (6). 188.4 mg of Me 3 TACN (1.1 mmol, 1.1 eq) was dissolved in 100 mL MeOH. 409.6 mg of [Zn(H 2 O) 6 ](ClO 4 ) 2 (1.1 mmol, 1.1 eq) was added followed by 397.4 mg of [Ni( Me dopnH)]ClO 4 (1.0 mmol, 1.0 eq). 2 mL of Et 3 N was added, and the reaction mixture was stirred at reflux for 2 h. The mixture was cooled to room temperature and concentrated to dryness under reduced pressure. The residue was redissolved in a minimal amount of CH 2 Cl 2 , and the mixture was filtered through a plug of celite to remove any insoluble dark brown material. The filtrate was concentrated. The residue was redissolved in a minimal quanitity of MeCN, and layering of Et 2 O yielded 502.1 mg of red-orange crystals (0.65 mmol, 65% yield) suitable for XRD. 1 H NMR (400 MHz, CD 3 CN) δ = 3. 22 -3.11 (m, 4 H) , 5.61; N, 16.85; Found: C, 35.92; H, 5.81; N, 16.56. 4 (9). 76.0 mg of 5 (0.1 mmol, 1.0 eq) and 11.2 mg of KOt-Bu (0.1 mmol, 1.0 eq) were taken up in 2 mL of MeCN. The dark green mixture was stirred at room temperature, and after 30 min, the mixture was concentrated to dryness under vacuum. The residue was taken up in THF, and filtered through a short plug of celite. Darkly colored crystals form from the filtrate upon standing at room temperature for 24 h. The solution was decanted, and the solid material was washed with two 1-mL portions of THF and two 5-mL portions of Et 2 O. After drying under reduced pressure, 26.4 mg of 9 was isolated as a green powder (0.043 mmol, 43% yield 1, 160.3, 157.9, 154.9, 82.6, 56.6, 53.9, 53.7, 47.6, 16.3, 12.3, 11.9 . UV-Vis (THF, nm {cm . 107 mg of 10 (1.0 eq, 0.08 mmol) and 21.2 mg of Cp 2 Co (1.4 eq, 0.112 mmol) were taken up in 4 mL of THF and stirred at room temperature for 30 min. During this time, the orange-red solid material dissolved, and the solution turned dark green with concomitant formation of a colorless precipitate. 8 mL of pentane was added to precipitate the product, and the mixture was filtered through a short plug of celite. The green solid material was dissolved and eluted through the celite plug with six 1-mL portions of THF. Concentration under reduced pressure yielded 63.6 mg of 11 (0.065 mmol, 81%) as a green-brown plate-like polycrystalline solid. Single crystals suitable for XRD were obtained by diffusion of pentane vapor into a THF solution at room temperature. Single crystals of the THF adduct were obtained by diffusion of pentane vapor into a THF solution at -30 °C. UV-Vis (THF): 380 {sh}, 470 {2800}, 542 {1000}, 623 {1100}. Anal. Cald for C 51 H 69 BN 7 NiO 4 Zn: C, 62.57; H, 7.10; N, 10.01. Found: C, 62.25; H, 7.12; N, 9.91.
[(PPh 3 )Ni( TMF doen)Zn(Me 3 TACN)]BPh 4 (12). 40.2 mg of 10 (0.03 mmol, 1.0 eq), 9.4 mg of PPh 3 (1.4 eq), and 7.9 mg of Cp 2 Co (0.036 1.2 eq) were taken up in 2 mL of THF and stirred at room temperature for 30 min. During this time, the orange-red solid material dissolved, and the solution turned dark green-blue with concomitant formation of a colorless precipitate. 8 mL of pentane were added to precipitate the product, and the mixture was filtered through a short plug of isolated by filtration through a glass-fritted funnel and washed with two 5-mL portions of EtOH and Et2O. 1.05 g of the TMF doenH2 ligand (2.87 mmol, 61% yield) was isolated as a white solid. 6 celite. The green solid material was dissolved and eluted through the celite plug with three 1-mL portions of THF. After drying under reduced pressure, 32. 
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S6. NMR Studies of Reactions with TEMPO
15.1 mg of complex 5 (0.02 mmol, 1.0 eq), 4.5 mg of Cp 2 Co (0.024 mmol, 1.2 eq), and 1.4 mg of ferrocene (0.0075 mmol, 0.376 eq) were taken up in 1 mL of CD 3 CN and mixed for 5 min, producing a homogeneous dark green solution. The yield of the diamagnetic enamide product was determined to be 71% by integration against the ferrocene standard.
H NMR Spectrum (crude reaction mixture, CD 3 CN)
15.1 mg of complex 5 (0.02 mmol, 1.0 eq), 4.5 mg of Cp 2 Co (0.024 mmol, 1.2 eq), 3.1 mg of TEMPO (0.02 mmol, 1.0 eq) and 1.8 mg of ferrocene (0.010 mmol, 0.484 eq) were taken up in 1 mL of CD 3 CN and mixed for 5 min, producing a homogeneous dark green solution. The yield of the diamagnetic enamide product was determined to be 95% by integration against the ferrocene standard.
22
19.6 mg of complex 10 (0.02 mmol, 1.0 eq) and 12.5 mg of TEMPO (0.08 mmol, 4.0 eq) were mixed in 1 mL of CD 3 CN for 1 h during which time a modest color change to a lighter shade of green was observed. The crude reaction mixture was analyzed by 1 H NMR. After concentrating the reaction mixture to dryness under reduced pressure, the residue was washed with several portions of Et 2 O in order to remove TEMPO-H and unreacted TEMPO. The product mixture was analyzed by 1 H NMR, and the yields of the cyclopropane-containing products were determined by integration against the tetraphenylborate anion resonances. XRD data for complex 13 are of relatively poor quality presumably due to the small size and polycrystalline leaf-like morphology of the crystals that were obtained despite several crystallization attempts. Nevertheless, the data was sufficient to establish the cyclopropane structure described, which is clearly distinguishable from the other methyl substituents on the macrocycle ligand by examination of the density map. N 3.57028300 -1.27853900 -0.10777500 C 3.17199100 -2.51063900 -0.21880700 N 1.08545400 -1.48014200 -0.23576800 C 1.71121900 -2.63981300 -0.33418000 N 1.14031300 1.52935800 0.03145800 C 1.80420500 2.67248800 0.06127300 N 3.61404800 1.23965600 -0.11979600 C 3.25583500 2.48899800 -0.07194000 C 4.95338000 0.68888700 -0.36549800 H 5.73627400 1.25184600 0.15121100 H 5.15645200 0.73231000 -1.44283300 C 4.93227800 -0.77532400 0.11204700 H 5.15133600 -0.82568000 1.18597400 H 5.68617000 -1.36536000 -0.41698400 C 1.10611300 3.98583200 0.20531900 H 1.80117400 4.82482600 0.15255800 C 4.18639700 3.65800300 -0.16265300 H 3.93025100 4.27839600 -1.03004700 C 0.97066600 -3.92138600 -0.53972900 H 1.64533700 -4.77567500 -0.60862900 C 4.06419800 -3.71275100 -0.21875100 H 3.78805000 -4.38939600 0.59866600 O -0.21324700 -1.47838700 -0.34316800 O -0.15457300 1.57084000 0.13805100 Zn -1.53824800 0.03842200 0.04268500 N -3.25769200 -1.43798700 -0.15085400 N -2.14212100 0.34471500 -2.03675000 N -3.13037200 1.41756600 0.49941800 C -3.30904900 -1.85387500 -1.58786800 H -3.01335600 -2.90328700 -1.66504800 H -4.34248800 -1.80708700 -1.94567900 C -2.37091700 -1.04051200 -2.50765100 H -2.76962600 -1.05188500 -3.53258100 H -1.38808200 -1.51589600 -2.52850600 C -3.46020900 2.07932600 -0.79441800 H -2.73177800 2.88614300 -0.91261000 H -4.45433600 2.54698900 -0.74890200 C -3.38140400 1.16856400 -2.02943300 H -3.42451300 1.80249000 -2.92403300 H -4.24720800 0.51191900 -2.09224100 34 N 3.54003700 -1.08149300 0.08005200 C 3.23682300 -2.37235000 0.06367500 C 4.85298200 -0.50624400 0.35604800 H 5.65461500 -1.05046300 -0.15852500 H 5.06314500 -0.55203500 1.43399300 C 4.80028600 0.96160200 -0.10942400 H 5.13294900 1.03555800 -1.15450800 H 5.47082200 1.58709800 0.49338900 C 1.15755700 -3.92885100 -0.29670900 H 1.87121800 -4.75354900 -0.26190100 C 4.27753700 -3.44251800 0.22826800 H 3.83857800 -4.43955300 0.27863800 C 0.71678000 3.97201500 -0.09859200 H 1.33961100 4.86480300 -0.17067700 C 3.90745400 3.80802100 -0.20016600 H 3.37800300 4.75684500 -0.29129100 O -0.39617600 1.52997800 -0.05918900 O -0.19192900 -1.58294400 -0.32876100 Zn -1.43566200 -0.06549300 -0.10466000 N -3.41961400 1.49318400 0.14304700 N -2.54071100 -0.83696100 1.52736100 N -2.84855200 -0.91574400 -1.41012400 C -3.81316500 1.35570100 1.56383700 H -3.71357200 2.32005700 2.07275900 H -4.87396000 1.09056300 1.64032600 C -2.94958800 0.33931600 2.33585800 H -3.48755700 0.02413500 3.24285800 H -2.01957700 0.81822500 2.65932000 C -3.42161300 -1.98743600 -0.54332300 H -2.68585700 -2.79547300 -0.54955600 H -4.35068800 -2.38450200 -0.97839300 C -3.68282000 -1.58419100 0.92360100 H -3.87379700 -2.50274200 1.49200800 H -4.58758900 -0.98677200 1.01106100 C -3.82160700 0.09522900 -1.89546300 H -3.27129300 0.73034200 -2.59726200 H -4.62808900 -0.39237700 -2.46474500 C -4.43408400 0.97064400 -0.80049200 H -4.96847900 1.79556400 -1.29278100 H -5.19839700 0.41203600 -0.25684700 C -1.69064800 -1.73368800 2.34431700 H -0.81717300 -1.18123500 2.70036700 H -2.24605000 -2.12278400 3.20879400 H -1.33522800 -2.55770600 1.72555600 C -3.05544200 2.88208500 -0.19710400 H -2.71331600 2.92641600 -1.23410700 H -3.90836600 3.56821400 -0.07478800 H -2.22583700 3.20360000 0.43138800 C -2.19988300 -1.54379000 -2.59239800 H -1.40282600 -2.20407200 -2.25277000 H -2.93062100 -2.10354700 -3.19213500 H -1.75778000 -0.76195000 -3.21501100 Ni 2.14637000 0.08226100 -0.02654800 H 0.63889100 -3.96933300 -1.26215700 H 4.85507200 -3.28522200 1.14768700 H 4.99076600 -3.43306900 -0.60624500 H 4.56032300 3.70474200 -1.07656800 H 4.55931100 3.87268400 0.68052400 H 0.12295600 4.04660700 0.82103900 H 0.00898800 3.97359500 -0.93476100 H 0.39845900 -4.09986800 0.47606800 Zn 2.47102900 -0.19119000 0.02877000 Ni -1.03165600 -1.21226500 0.08321700 P -1.94749400 0.87803000 -0.06227800 C -0.07366900 -2.16077400 -2.42584600 C 5.33086000 -0.14569400 -1.31720800 C -0.18563600 -1.74304600 2.72183800 C -1.39910500 -2.77285900 -2.25810000 C -1.01287800 2.14637200 -1.04086900 C 3.97746900 0.89164300 2.12971800 C -1.40475300 -2.52966300 2.55478000 C 5.08299900 -1.41693100 -0.49732700 C -3.60712000 0.84720800 -0.88090400 C -3.03356800 -3.26039700 0.89142200 C 4.30535200 2.31458700 0.13362400 C -0.40211300 1.74762500 -2.24222800 C -3.24008900 -2.96872200 -0.62076900 C -2.30646300 1.76993600 1.51951800 C -0.90096400 3.48944600 -0.64612900 C 4.12248700 2.01046400 -1.35389800 C 2.26408300 2.48819200 1.45850400 C 3.87122900 -2.45951100 1.33729300 C 3.67008100 0.32697000 -3.02667400 C -4.68106800 0.26662900 -0.18125000 C 4.89823100 -0.26112800 1.69509000 C -3.83068300 1.31683500 -2.18225800 C 0.27876300 2.67182400 -3.03804800 C -0.20149800 4.40803100 -1.43257300 C -3.39398800 2.64806400 1.66552200 C -5.94412100 0.17097900 -0.76458500 C -1.43019000 1.60020000 2.60326900 C -2.72571200 3.14927000 3.93752000 C -1.63819700 2.28583500 3.80173400 C -3.60183000 3.32957100 2.86544100 C -6.15412500 0.63945200 -2.06408900 C -5.09454600 1.20953700 -2.76878800 C 0.38572600 4.00467600 -2.63350100 H 6.01435300 0.52243800 -0.78696700 H 5.85358600 -0.42841600 -2.24008700 H 4.55727700 1.60503000 2.73533100 H 3.16810700 0.49549200 2.74598300
S7. Crystallographic Details

